Some substituted benzylidenetriphenylarsenanes have been generated from their precursors and treated with acid chlorides or acid anhydrides to afford intermediate arsonium salts which in the presence of starting ylides undergo transylidation to give carbonyl stabilized arsonium ylides in fair to good yields. The structures of these stabilized ylides were confirmed on the basis of their spectral data.
Introduction
The transylidation reaction of phosphonium ylides has gained considerable importance in synthetic organic chemistry because it offers an alternative route for the synthesis of stabilized phosphonium ylides [1] [2] [3] . However, no attention has been paid to test the ability of analogous arsonium ylides which were proved to be more nucleophilic than their phosphonium counterparts to undergo transylidation reaction. Although attempts have been made to study the transylidation reaction of some non-stabilized arsonium ylides [4] [5] [6] , the same has not been explored with semi-stabilized arsonium ylides.
We have therefore examined the transylidation reactions of a few semi-stabilized arsonium ylides with a range of acid chlorides or acid anhydrides.
Results and Discussion
Quaternization of triphenylarsine with substituted benzyl bromides gave 4-methylbenzyltriphenylarsonium bromide (la) and 3-chlorobenzyltriphenylarsonium bromide (lb), in fair to good yields. These salts (la-b) on treatment with sodium hydride in benzene undergo de hydrohalogenation to afford 4-methylbenzylidenetriphenylarsenane (2 a) and 3-chlorobenzylidenetriphenylarsenane (2 b). These ylides (2a-b) could not be isolated due to lack of stability but persisted in solution for a considerable time. The structures of these ylides were evident from the structural identification of their precursors on the basis of NMR spectra (lb) which exhibited methylene protons in the range <5 5.95 and aromatic protons in the region ö 7.36-8.16. In order to test the reactivity of these ylides (2a-b) in transylidation reactions, two moles of 2 a-b were reacted with one mole of acid chloride or anhydride, viz. acetic anhydride, propionic anhydride, n-butyric anhydride, benzoyl chloride or 3,5-dinitrobenzoyl chloride to form various new carbonyl stabilized arsonium ylides (5a-i), through transylidation reaction, in good yields. The reaction is supposed to proceed via the attack of the acyl carbonium ion on the nucleophilic ylide carbonion to form C-acylated arsonium salt (4) which, in turn, undergoes transylidation with another starting ylide (2a-b) to afford carbonyl-stabilized arsonium ylides in fair to good yields (Scheme 1). 1665-1630 cm -1 which were associated with the C-0 stretching vibration of carbonyl group. Lower absorptions are due to enolate structures of the ylides (Table I) .
Experimental
Melting points were determined on a Gallenkamp apparatus and were uncorrected. A Perkin-Elmer infracord spectrophotometer was used to record the IR spectra in KBr. The nuclear magnetic resonance spectra (CDCI3) were run using a Varian A-60 spectrophotometer using tetramethylsilane as an internal standard. Purity of the products was checked by thin layer chromatography. All the reactions were carried out under an inert atmosphere of nitrogen.
Preparation of 4-methylbenzyltriphenylarsonium bromide (la)
A solution of triphenylarsine (6.12 g, 20 mmol) and 4-methylbenzyl bromide (3.70 g, 20 mmol) in benzene (80 ml) was refluxed under an atmosphere of dry nitrogen for 10 h. Excess of solvent was evaporated on a steam bath and ethyl acetate was added to precipitate 4-methylbenzyltriphenylarsonium bromide (la). The precipitated salt was filtered and recrystallized from chloroform-ethyl acetate to afford white microcrystals of the title compound (la), m.p. 158-160 °C, yield: 7.0 g (72%).
Analysis for CaßH^AsBr
Found C 63.60 H 4.93, Calcd C 63.54 H 4.88.
Preparation of 3-chlorobenzyltriphenylarsonium bromide (lb)
To 4.10 g (20 mmol) of 3-chlorobenzylbromide 6.12 g (20 mmol) of triphenylarsine was added in 60 ml of anhydrous benzene and the solution was allowed to reflux, under nitrogen, for 16 h. The resulting mixture was left overnight at room temperature. A crystalline mass separated which was filtered and twice recrystallized from chloroform benzene to give white crystals in 55% yield (5.60 g), m.p. 145-146 °C.
Analysis for C2sH2iAsBrCl
Found C 58.60 H4.14, Calcd C 58.65 H4.10.
IH NMR spectrum (CDC13) (<5 ppm); 5.95 (s, 2H.
AS-CH2), 7.36-8.16 (m, 19H, aromatic).
General procedure for the preparation of carbonyl stabilized arsonium ylides (5a-j)
To a stirred suspension of arsonium salt (la-b) (2 mmol) in 30 ml of anhydrous benzene was added sodium hydride (0.05 g, 2 mmol) and the mixture was stirred at room temperature, under nitrogen, during which an intense colour was generated indicating the formation of an ylide (2a-b). To this solution acid halide (3a) or anhydride (3b) (1 mmol) was added and the mixture, which turned colorless, was stirred at room temperature for 20-30 h. The residue containing unreacted salt and sodium hydride was filtered off. The filtrate was concentrated on a steam bath under reduced pressure and the resulting mass was chromatographed over neutral alumina using benzene as eluent to give the acylated arsonium ylide (5a-j), which was recrystallized from suitable solvents mentioned in Table I .
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